plicants: Donald R. Huffman, et al 


Serial No. 08/471,890 


Docket: 


7913ZY 


Filing Date: June 7, 1995 


Examiner: S. Hendrickson 


RECEIVED 

JAN 0 8 2003 

TC 1 700 


Group Art Unit: 1754 


Title: SUPPLEMENTAL DECLARATION OF DONALD R. HUFFMAN UNDER 37 

C.F.R. §1.131 Dated May 10, 2000 


^ '<?>v PATENT 
. ^ IN THE UNITED STATES PATENT AND TRADEMARK OFFICE 

Jlplicants: Donald R. Huffman, et al. Examiner: P. DiMauro 
^ W 

^iTEKTi^Serial No.: 08/486,669 Art Unit: 1754 

Filed: June 7, 1995 Docket: 7913ZAZYX 

For: NEW FORM OF CARBON 


^£Qf~|VEEssistant Commissioner for Patents 


Washington, DC 20231 

JAN 0 82003 


TC 1 700 


DONALD 


UNDER 37 C.F.R. Si. 131 


Sir: 


I, Donald R. Huffman, declare and say as follows: 

1. I am a co-applicant of the above-identified 

application. 

2. The other co- inventor of the above-identified 
application is Wolfgang Kratschmer, with whom I have 
collaborated. Although Dr. Kratschmer conducted his research at 
the relevant time at the Max Planck Institute in Germany, 
during the course of our collaboration, we have regularly 
communicated with one another, exchanging ideas, concepts and 
experimental details and results. In addition, we have visited 
each other • s laboratories and have conducted additional 
research therein during our visits relating to the subject 
matter of the present invention described in the above- 
identified application. All of our combined activities have 
led to the completion of the invention described and claimed in 
the above- identified application. 


3. I am currently a Regent 1 s Professor of Physics, 
at the University of Arizona. I have received several 
accolades and awards relating to the subject invention , which 
include, inter alia , a Material Research Society Annual Medal 
Award in 1993, which I shared with Dr. Kratschmer, for the- 
"Discovery of a Way to Produce Macroscopic Quantities of the 
Fullerenes and for Ellucidating (sic) Many of the Physical and 
Chemical Properties n , and the Hewlett-Packard EuroPhysics Prize 
in 1994, which I shared with Drs . Kratschmer, Smalley and 
Kroto, for the "Discovery of New Molecular Forms of Carbon and 
their Production in the Solid State". 

My curriculum vitae which lists, inter alia , my 
awards and honors and publications, is attached hereto as 
Exhibit A. (Exhs. A-l to A-8).. 

4. It is my understanding that the United States.. 
Patent and Trademark Office cited a paper by Kratschmer, et al. 
published in Chemical Physics Letters . 1990 , 167-170 
("Kratschmer, et al.'") in support of a rejection of the above- 

identified application. 

5. it is my understanding that Kratschmer, et al. 

published on July 6, 1990.. 

6. The invention described and claimed in the above- 
identified application was completed in the United States prior 
to July 6, 1990, i.e., the publication date of Kratschmer, et 
al. 
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7. " The present invention is directed to a method of 
producing fullerene-60 and fullerene-70 as species of 
fullerenes in macroscopic amounts.. An integral part of the 
present invention comprises vaporizing elemental carbon, e.g., 
graphite, in the presence of an inert quenching gas under 
conditions effective to form a soot . comprising fullerenes, 
e.g., fullerene-60, which species of fullerenes are present in 
the sooty carbon product in macroscopic amounts. Proving that 
macroscopic amounts of fullerene- species, e.g. , fullerene-60, 
are present in the soot required isolation of the same from the 
soot. Thus, in addition to the step of producing species of 
fullerenes, e.g. fullerene-60, in macroscopic amounts, much of 
the activity described hereinbelow focused on proving that the 
species were produced in macroscopic amounts . Thus, we 
undertook to isolate fullerene-60 and fullerene-70, as species 
of fullerenes, from the soot. 

8. As evidence that these acts, including the 
completion of the present invention in the U.S., occurred prior 
to the publication of Kratschmer et al . , annexed hereto and 
made a part hereof are Exhibits B-I consisting of photocopies 
of laboratory records of experiments conducted in the 
laboratories at the University of Arizona. 

9. The acts reported in the laboratory notebook 
entries were conducted prior to July 6, 1990, the publication 
date of Kratschmer, et al. either by myself or by someone 
working under my direction and control. 
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10. Data not pertinent to this invention and dates 
have been masked out in the preparation of these photocopies. 

11. To enhance the understanding of the present 
process as to the acts described herein, reference is made to 
Exhibit B, which is a photocopy of 4 pages from Dr. Lowell 
Lamb's laboratory notebook, identified as Pages B-l to B-4. 
Dr. Lamb, at the relevant time, was a graduate student working 
in my laboratory under my supervision and control. 

12. Exhibit B summarizes in detail an embodiment of 
the present invention for producing fullerene species, e.g., 
f-ullerene-60, in macroscopic amounts. It describes that 
graphite rods are vaporized in an inert atmosphere of helium, 
e.g., 100 torr of helium, in a belljar apparatus. Above the 
rods is a chimney made out of a 2" diameter quartz tube topped 
with two microscopic slides to collect the vaporized carbon 
smoke. The carbon smoke is scraped off the chimney and sides 
of the chamber, and placed in benzene. The benzene is 
evaporated off until a brownish gold residue remains, then the 
brownish gold residue is sublimed in an atmosphere of inert gas 
such as helium. The sublimed material is collected on a quartz 
substrate. In each of the instances wherein the product was 
isolated, it was produced in amounts that could be seen with 

the naked eye. 

13. One product of the procedure described 
hereinabove in paragraph 12 is a relatively pure fullerene-60 
molecule in macroscopic amounts. This is verified by the UV- 
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VIS spectrum, in which one observes a camel structure in the 
absorption pattern, e.g., three specific absorptions at about 
220, 270 and 340nm in the UV. Since the absorption between 240 
and 270 nm reminded us (Kratschmer and myself) of camel humps, 
we .designated the spectra as camel humps. (The "three 
absorptions turned out to be associated with and is reflective 
of the presence of fullerene-60 and fullerene-70 in the 
sample) . 

14, An example of such a spectrum is depicted on 
pages B-3 and B-4, which are photocopies of additional pages in 
Lowell Lamb's notebook. Although the spectra are in color in 
the notebooks, the colors did not reproduce in the original 
photocopying. I have therefore retraced the lines with the 
appropriate colors on these pages of the exhibit and have 
written the appropriate color designations above and/ or below 
the lines. 

15. in the experiments described hereinbelow, the 
sooty carbon product was obtained by following the procedure 
outlined hereinabove. The emphasis in these experiments was to 
definitely prove that macroscopic amounts of fullerene species, 
e.g., fullerene-60, were produced. Thus, the emphasis, in many 
of the exhibits is to separate the product produced in 
accordance with the procedure described herein from the soot 
and to show by measuring physical characteristics, such as UV 
spectra, IR spectra, X-ray diffraction pattern, .and the like 
that the present process produced species of fullerenes, e.g., 
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fullerene-60 and that they were produced in macroscopic 
amounts . 

16, in the experiment described on pages B-3 and B- 
4, Lamb had followed the procedure described hereinabove and 
prepared fullerene species, e.g., fullerene-60, from soot, as 
described in paragraph 12 . He had separated the fullerene 
products -from the carbon sooty product by sublimation. More 
specifically, he had sublimed the mixed fullerene products, 
containing, among other things, fullerene-60 and fullerene-70, 
from the soot, prepared in accordance with the procedure 
described in Paragraph 12 herein in a helium atmosphere until a 
thin film was formed on the surface of the quartz substrate. 
According to the procedure described therein, he removed the 
film from the quartz substrate and took the UV spectra of the 
collected material. As outlined in the notebook he continued 
subliming the material in the soot until another film appeared, 
which, he again isolated and scanned. He repeated this process 
until no more material was collected on the quartz substrate. 
It is noted that in the spectrum located on the right side of 
Page B-3, there are blue and red lines which show absorption at 
about 230, 270 and 340 nm. These absorptions turned out to be 
associated with and reflective of the presence of fullerene-60 
and fullerene-70 in the sample. This again is illustrated by 
the blue and the red lines in the spectra located on the left 
side on page B-4. 
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17. Exhibit C is a photocopy of 9 pages of my 
notebook, identified as C-1 to C-9. These pages describe the 
vaporization of carbon in an inert atmosphere to form the 
carbon sooty product, as described herein, the isolation of the 
carbon soot and separation by sublimation of the fullerenes, 
e.g. , fullerene-60 . 

18. Prior to any sublimation, I took the UV of the 
sample of carbon soot produced and isolated from the sides of 
the chamber in accordance with the procedure described herein. 
The UV confirmed the presence of fullerene species, 

e.g. , fullerene-60, ^the soot. 

19. Pages C-1 to C-5 describe various separations of 
fullerene-60 from the collected soot by sublimation. Attention 
is directed to Pages C-4 and C-5, which not only describes a 
sublimation of the fullerene-60 from the soot, but also 
provides the spectra showing the camel humps referred to 
hereinabove, respectively. This spectra clearly evidence that 
the product contained fullerene species, e.g., fullerene-60. 

20. Pages C6 and C7 describe additional sublimation 
experiments that were used to separate the fullerene-60 
produced in macroscopic amounts from the soot. In the 
experiments described therein, a 1cm x 2cm microscope slide 
which had been heavily coated with carbon soot in accordance 
with the procedure described in paragraph 12 hereinabove, was 
heated. The heating was effected in a small quartz crucible 
surrounded by tungsten wire in the bell jar filled with about 
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one atmosphere of helium. The quartz substrate was placed just 
above the crucible for collecting the sublimed material. To 
prove that I had prepared the fullerene-60 in macroscopic 
amounts, I performed several sublimations and scanned the 
sublimed product each time. A typical UV is provided on Page C- 

21. The UV spectra on page C-9 clearly shows the 
presence of the camel humps, and this clearly indicates that 
fullerene-60 was produced by the process described hereinabove. 

22. Exhibit D is a photocopy of two pages of a 
laboratory notebook of Lowell Lamb. The sooty carbon product 
comprising macroscopic amounts of fullerene-60 was prepared as 
above. The isolation of a fullerene species, e.g., fullerene- 
60, from carbon soot and the purification of same, was effected 
by sublimation. Attached to the bottom of Page D-l and Page D- 
2 is the UV and visible spectra, respectively, of the 
fullerene-60 product so obtained. 

23. On the graph on the bottom of Page D-l, 
attention is drawn to the UV absorptions at 240, 270 and 340nm 
again indicating the presence of fullerene-60 in the sample. 

24. Exhibit E is a photocopy of three pages of 
Lowell Lamb's laboratory notebook. Page E-l is a visible 
spectra of fullerene-60, prepared in accordance with the 
procedure described hereinabove and shows absorption at about 
415, 500, and 670nm, which is indicative of fullerene-60. 


-8- 


k t \ ttORX\ D J 0 \ 7 9 1 3 1A l V* V *a>eod \ 7 9 U za z y* . 


Page E-2 describes modifications of the procedure 
described on Page 92 and 93 of the notebook (Pages B-l and B- 
2). Moreover, it refers to an IR spectrum of fullerene-60 on 
NaCl produced in accordance with the procedure outlined on 
Pages B-l and B-2. It refers to the absorption of the 
fullerene-60 at 1410 and 1180 cm., which turns out to be 
associated and reflective of the presence of fullerene-60. 
Page E-3 is a copy of IR spectra of fullerene-60 on NaCl 
referred to on Page E-2. 

25. Exhibit F is a photocopy of relevant portions of 
a progress report which was written in Lowell Lamb's laboratory 
notebook. Page F-3 comments on the IR and UV spectra of the 
fullerene-60 sample obtained and reports that the procedure 
described in Exhibit B produces a fullerene-60 product in . 
approximately 0.1 gram batches. 

26. The fullerene products, produced in accordance 
with the procedure described hereinabove, were soluble in non- 
polar solvents and insoluble in polar solvents. This is 
indicated in Exhibit G, which is a photocopy of two pages of my 
notebook. 

27. Exhibit G consists of two pages, Page G-l and G- 
2. page G-l describes the tests which I conducted regarding 
determining the solubility of the fullerene product. I found 
that it is soluble in benzene, CS 2 and CC1 4 , but insoluble in 
water, acetone, methanol and proponal. 
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28. The fact that the fullerene product is found to 
be soluble in non-polar solvents, while the soot was insoluble 
in the non-polar solvent was evidence that non-polar solvents 
could be used to extract the fullerene product from the soot. 
Thus, this represented an alternate means for separation of the 

* * 

fullerene product from the soot. 

29. Page G-2 is the UV/VIS spectrum of the fullerene 

product dissolved in benzene. 

30. The spectra referred to in paragraphs 21 and 29 
are of exceptional quality and clearly show the presence of 
fullerene-60 . 

31. Exhibit H consists of one page and is an x-ray 
diffraction of the fullerene powder produced in accordance with 
the procedure described hereinabove. The spectrum is 'identical 
to the ones we and others published with respect to fullerene- 
60. 

. 32. Exhibit I , consisting of one page, is a mass 
spectrum of the fullerene material produced in accordance with 
the procedure described hereinabove. It clearly shows the 
presence of two species of fullerenes, e.g., fullerene-60 (mass 
720) and fullerene-70 (mass 840) in a single ionization, along 
with some breakup products of fullerene-60 such as doubly 
ionized fullerene-60. 

33. These exhibits demonstrate that a process for 
the preparation and isolation of various fullerene species, 
e.g., fullerene-60 and fullerene-70 as species of fullerenes, 
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in macroscopic amounts has been performed by myself or under my 
direct supervision and control in the United States prior to 
the publication date of Kratschmer et al. 

34. I further declare that all statements made 
herein of my own knowledge are true and that all statements 
made on information and belief are believed to be true, and 
further that these statements were made with the knowledge that 
willful false statements and the like so made are punishable by 
fine or imprisonment or both under section 1001 of Title 18 of 
the United States Code and that such willful false statements 
may jeopardize the validity of the application or any patent 
issued thereon. 


Dated: 


U DONALD R. HUFFMAN/ 


MJC : ahs /bb 
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